General Information
All reagents and chemicals (AR grade) were purchased from commercial suppliers and used without further purification unless otherwise noticed. Indole-2-carboxaldehydes 1,2 and o-substituted amino bromobenzenes 3, 4 were prepared according to literature. Column chromatography was performed on silica gel (100~200 mesh chemical shift (δ, ppm), multiplicity (s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet, brs = broad singlet, dd = double doublet, dt = double triplet, coupling constants in Hz, integration). xylene  150  10  85  trace  36  DPP  toluene  80  6  trace  75  37  DPP  toluene  110  5  <10  70  38  DPP  THF  70  6  trace  69  39  DPP  MeCN  80  50  30  25  40  DPP  EtOH  80  45  trace  45  41  DPP  1,4-dioxane  80  5  trace  65  42  DPP  toluene  70  10  trace  90  43  DPP  THF  60  20  <10  72  44  DPP  1,4-dioxane  70  8  10  60  45  DPP  toluene  50  40  trace  95  46  DPP  toluene  25 36 h trace 92 a The reaction was carried out on a 0.1 mmol scale, catalyst (10 mol%) in 2.0 mL solvent.
HRMS (ESI) was obtained with a HRMS/MS instrument (LTQ Orbitrap XL TM).
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b Isolated yield.
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General Operation Procedures
General procedure for the synthesis of compounds 1 and 4
To a solution of o-substituted amino bromobenzene (3 mmol) in dry THF (20 mL) was added n-BuLi (2.5 M in hexane, 3 mmol) at -78 °C. The reaction mixture was stirred for 2 h at the same temperature, and then 5 mL THF solution of indole-2-carboxaldehyde (1 mmol) was added dropwise to the reaction system. The mixture was stirred for 2 h, and the reaction was quenched by saturated aqueous NH 4 Cl. The solution was extracted with ethyl acetate. The organic phase was washed with brine, concentrated in vacuo to give the crude product. After purification by column chromatography on silica gel (ethyl acetate/petroleum ether = 1:5 as eluent), 1 or 4 was obtained.
General procedure for the synthesis of products 2 2-Indolylmethanol 1 (6.25 mM) and xylene were added to a reaction flask. When the reaction solution is heated up to reflux, BF 3 . Et 2 O (10 mol%) was added to the reaction. After the reaction was completed (monitored by TLC), the solution was concentrated under reduced pressure to give the residue, which was purified through column chromatography on silica gel (ethyl acetate/petroleum ether = 1/5 as eluent) to afford pure products 2.
General procedure for the synthesis of products 3
A reaction tube was charged with 1 (0.2 mmol) and toluene (2 mL), then DPP (10 mmol%) was added at 50 o C. The reaction was stirred at the same temperature until it was completed (monitored by TLC). Then the crude product was purified by column chromatography on silica gel (ethyl acetate/petroleum ether = 1/20 as eluent) to give the product 3.
General procedure for the synthesis of products 5
In a tube, 4 (0. (1H-indol-2-yl)(phenyl)(2-(pyrrolidin-1-yl)phenyl)methanol 
(2-(3,4-dihydroisoquinolin-2(1H)-yl)phenyl)(1H-indol-2-yl)methanol
R f = 0
